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The correlation between thermochemical provenance
and biochar functionality is poorly understood. To
this end, operational reactor temperatures (spanning
the reduction zone), pressure and product gas
composition measurements were obtained from a
downdraft gasifier and compared against elemental
composition, surface morphology and polyaromatic
hydrocarbon content (PAH) of the char produced.
Pine feedstock moisture with values of 7% and 17%
was the experimental variable. Moderately high
steady-state temperatures were observed inside the
reactor, with a ca 50°C difference in how the gasifier
operated between the two feedstock types. Both
chars exhibited surface properties comparable to
activated carbon, but the relatively small differences
in temperature caused significant variations in
biochar surface area and morphology: micropore
area 584 against 360 m2 g−1, and micropore volume
0.287 against 0.172 cm3 g−1. Differences in char
extractable PAH content were also observed, with
higher concentrations (187 µg g−1 ± 18 compared with
89 ± 19 µg g−1 Σ16EPA PAH) when the gasifier was
operated with higher moisture content feedstock. It
is recommended that greater detail on operational
conditions during biochar production should be
incorporated to future biochar characterization
research as a consequence of these results.
1. Introduction
How to engineer biochar such that it can provide
long-lasting soil fertility (as found in ancient dark
2016 The Authors. Published by the Royal Society under the terms of the
Creative Commons Attribution License http://creativecommons.org/licenses/
by/4.0/, which permits unrestricted use, provided the original author and
source are credited.
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earths such as the Amazonian terra preta do indio) remains an intriguing puzzle. High crop yields
and prolonged fertility do not occur by simply applying charcoal from slash and burn agriculture
to soil [1,2]. Owing to the interdisciplinary nature of the subject, previous research has given
insufficient focus to char production methods. Consequently, experiments with charred biomass
produced under varying conditions of residence time, temperature, feedstock type and heating
rate have resulted in inconclusive or weakly resolved findings [1–6]. It is now acknowledged that
‘the effect of biochar and pyrogenic C on soil cannot be generalized and a closer examination
should be taken of biochar production processes’ [1]. However, this has yet to be fully reflected
in research literature.
All charcoal is created by pyrolysis, which occurs during combustion (natural and industrial)
and gasification [7,8]. The techniques used were practised initially with wood piles but more
recently in kilns and retorts [7]. During pyrolysis, the biomass splits into a volatile component
‘pyrolysis gas’ (ca 80% by volume) and a fixed carbon (FC) framework containing inert minerals
(ca 20%)—the ‘char’ [9]. When char from any of these processes is considered for use as a soil
improver, modern terminology defines it as ‘biochar’.
Evidence points to two properties of biochar that seem most important: surface morphology,
which is believed to influence water retention and encourage soil biota [1,10,11]; and the
presence of polycyclic aromatic/polyaromatic hydrocarbons (PAHs)—in particular, the degree of
polymerization of the carbon matrix—which gives the biochar longevity and facilitates nutrient
retention [12]. Surface morphology has been shown to be a function of pyrolysis temperature
and residence time [10,13–15], whereas PAHs are inherently formed during biomass combustion,
pyrolysis and gasification. PAH functionality changes significantly owing to the chemical, thermal
and temporal conditions to which they are exposed, constituting both the FC framework and
the volatile component of pyrolysis [14,16]. In situations where the volatile hydrocarbons are
not immediately purged, this can lead to PAH adsorption (not just PAH-derived secondary char
deposition) within the FC framework [17]. Owing to the carcinogenic nature of some of these PAH
species, there is a concern that applying biochar to soil could pose some risk to the food chain [1].
Yet, there is uncertainty as to their bioavailability [18], and tests to assess for any influence on
plant growth have so far been inconsistent or inconclusive [4,5].
In chemical engineering, the formation of volatile PAHs from biomass pyrolysis and
gasification (in engineering parlance ‘tar’) has been extensively studied over the last 30 years
because these condensable molecules become a process line contaminant [19–22]. Research has
shown that dry biomass composition has little influence on the type of tar molecules produced:
temperature and reactor type are the over-riding factors, with to a lesser extent residence time
[16]. Yet, and likely owing to the cross-disciplinary nature of the science involved, most analytical
research done by the soil science community continues to assess the contribution of feedstock
species to biochar PAH content, an oversight highlighted by a recent review [18].
The first group of long-chain hydrocarbons that evolve from simple biomass pyrolysis
at moderate temperatures are categorized as ‘primary’ tars. These are relatively low-weight
(C2–C8) molecules such as levoglucosan, hydroxacetaldehydes, furfurals and methoxyphenols
[20]. Simple low-temperature pyrolysis will generate predominantly this group, along with
some ‘secondary tar’ molecules [23]. Secondary tar is synthesized from the primary pyrolysis
products, particularly above 500°C, and contains (generally C5–C18) phenolics, olefins and
aromatics [20,23]. With heightened temperatures (above ca 800°C) and residence times, another
class of tars form owing to polymerization of primary and secondary tars [24]. These
‘tertiary’ tars are subdivided into PAHs without oxygen substituents (generally C6–C24) such
as ‘condensed tertiary’: naphthalene, acenaphthylene, anthracene/phenanthrene, pyrene and
‘alkalized tertiary’: methylacenaphthylene, methylnaphthalene and indene [20,23].
In older studies on biochar properties, it was not uncommon for researchers to merely
describe their char samples as having been ‘produced by local farmers’ [25]. There has been
some change since then, but even where the char has been produced in-house, and/or
the gasifier/pyrolyser is described, detail sufficient to draw conclusions on PAH formation
(e.g. actual core temperature and reactor stability during experiments) is invariably omitted
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[6,18,26–32]. This applies across all scales from low- to high-tech industrial systems [18], and the
situation goes some way to explaining why PAH concentrations in biochar have been observed to
range from 0 ≤ µg g−1 ≤ 3000. This also makes it difficult to draw rigorous comparisons between
contemporary results. Yet, glimpses of a pattern appear: that char produced by gasification (and
not just high-temperature conditions) results in a higher biochar PAH content [1,5,18,27,28].
Studies of characterized gasification biochar are particularly scant however. Of these, none
reported on the monitoring of important internal reactor parameters by which PAH formation
can be inferred (table 1).
Exacerbating the problem even further is the fact that many variations in post-production
sample preparation are used. Recently, standard methods have been proposed for biochar
characterization, but prior to this a variety of solvents and extraction methods were used to obtain
evidence of PAH content, giving rise to a broad spread of results [18,34]. Notwithstanding this,
many studies quantify the extractable PAH content in biochar by reporting on a select range of
16 molecules named by the US Environment Protection Agency as ‘priority pollutants’ (Σ16EPA
PAH). Of those which do not, their analyses are often applied to an abridged list of the same
group [18,34], and frequently no validation is given for abridgement. Studies on other extractable
PAHs such as heterocyclics, furans or aliphatics are often omitted, likely owing to their being no
definite conclusions about the significance of these molecules.
In addition to the different types of gasifier, variables such as feedstock moisture and power
output also have a major influence on internal temperature and thence gas, char and tar
composition [35,36]. The downdraft gasifier design, originating in the 1920s, has been most widely
used for small-scale off-grid power applications [8,37], and this type of gasifier has stratified
temperature zones (feedstock drying, then pyrolysis, followed by high-temperature combustion
and reduction) through which the evolved pyrolysis gases pass. The reduction zone comprises
product char, and the major reactions that occur therein are (R1–R3). This feature increases the
propensity for greater PAH occlusion or surface chemical interaction with the biochar, in addition
to the synthesis of higher weight PAH molecules. For a more thorough explanation of gasifier
design and thermochemistry, see [8,36,38].
C + CO2 → 2CO (Boudouard reaction) H = +172 KJ mol−1, (R1)
C + H2O → CO + H2 (water gas reaction) H = 131 KJ mol−1 (R2)
and CO + H2O ↔ CO2 + H2 (water gas shift reaction) H = −41 KJ mol−1. (R3)
It is not suggested that the people who created char for ancient dark-earth soils such as the
terra preta will have operated a gasifier. Gasification technology was developed in the nineteenth
century [38]. There are however comparisons between these ancient and modern methods of
producing biochar. It is known that many indigenous communities maintain constantly slow
burning low heat output fires [39]. Such prolonged incomplete combustion methods are akin
to the slow heating of many industrial pyrolysis retorts and also downdraft gasifiers, exposing
the biomass fuel to high temperature along with creating the conditions where volatile gases
can interact with the residual char as the fire smoulders. Contrast this with some research
methodologies frequently used to elucidate biochar formation such as thermogravimetric analysis
(TGA), where the volatile hydrocarbons that comprise extractable PAHs are removed as they
form. Indeed, TGA systems are often operated specifically to render gas transfer effects negligible
by removing both evolved and purge gases from the sample as quickly as possible [40]. This
explains why extremely low values of PAH concentration in biochar accompany purged reactor
or vacuum studies [17] and why the largest values obtained for PAH in biochar are those derived
from wood gasifiers, field trials or other traditional techniques [18].
Therefore, the aim of this study was to elucidate how biochar properties are affected and
can be explained by the reactor conditions that pertain during closely monitored production.
A multidisciplinary approach was taken such that in addition to real-time gasification
monitoring, the biochar was then characterized using newly devised standard procedures. This
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Table 1. Extent of detail given to production conditions in previous academic research to assess PAHs in gasification biochar.
description of char production methodology with
respect to gasifier
PAH concentration (μg g−1)
Σ 16EPA unless otherwise stated reference
‘Char has a residence time in the fluidized bed and
thermal cracker (which comprises gasification)
of 12.5 s’. System not described further
45 µg g−1 gasifier char [27]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
no detail of gasifier type or conditions of
production are given other than a statement of
‘production temperature at 845/850°C’
255.3µg g−1 gasifier char [5]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
system (a rice husk gasifier) not identified, but
known to this author as an Ankur [see
description in 36]. No experimental section on
how char was produced, and no information
given on operational conditions
15≤ µg g−1 ≤ 115 [29]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
one sentence that describes ‘Different wood
gasifiers . . .with process temperatures up to
1200°C’. Note that elsewhere a contradictory
value of 800°C HTT is given
3000 µg g−1 ± 1500 µg g−1 [1]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
named supplier external system described as ‘Test
gasifier plant operated under negative pressure
at around 1000°C, the pyrolysis section around
500°C and the drying zone at 200°C’
8.7 µg g−1 [28]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
char ‘purchased from external vendors’, and a
single stated temperature of ‘520°C. No other
detail given on production conditions or gasifier
system. Note that 520°C is well outside normal
gasifier operating range
zero detectable. A novel
methodology of subjecting the
chars to overnight heating and
then 3 h of leaching prior to
analysis, likely explains this
unprecedented value
[31]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
system described only as ‘air gasification’ in a
‘multistage updraft moving bed reactor’.
Elsewhere it is stated that the char left the
‘gasification chamber at 450°C’
52.44 µg g−1 . Additional (non
Σ16EPA) PAHs were also
measured, with total quantity
reported as 117µg g−1
[30]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
‘Bench-scale gasifier operated at approximately
800°C’. No other information provided
117≤ µg g−1 ≤ 172. Additionally,
48≤ µg g−1 ≤ 53 reported for
combined quantity of
naphthalene 1- and 2-methyl
[32]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
two different gasifier system used and mode of
operation described in detail. However, only a
range of design operating temperatures given
rather than results of temperature during actual
production
0.69≤ µg g−1 ≤ 5.
This reports only nine of the
sixteen EPA PAHs
[33]
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
char sourced from an unknown external gasifier
system. Design range of 600°C to 900°C
321≤ µg g−1 [6] (EAN Marks 2015,
personal
communication)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
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characterization was focused on key properties that have been identified as most relevant from
a soil science perspective.
2. Method
The variable in these gasification/biochar production experiments was feedstock moisture
content. A 0.5 m3 batch of Pine (Pinus ssp.) wood chip was acquired from a local arborist in
the Midlands region of England in the form of whole tree (heartwood and bark, but not leaves)
chippings. These had been obtained from a rotating drum chipper to a standard compliant with
European specification P45 [41]. Seasonal time of felling was unknown.
During preliminary gasifier experiments, it was found that additional screening of as supplied
European P45 standard feedstock was necessary to remove fines, and for this, a 7 mm cut sieve
was used. Without feedstock screening, pressure drop gradually increased across the reactor bed
whereupon only 1 day of operation could be achieved lest a complete clean out of the reactor
was necessary. Overly large or elongate pieces were also removed during the screening process
as these were found to block the auger.
The screened batch of wood chip was then randomly separated, under cover, into two lots of
0.159 m3 (sufficient to fill the gasifier hopper). Each lot was then subdivided into 20 sublots and
from each of these sublots, a value of moisture was obtained. Moisture was measured using a
Dusiel digital moisture meter (probe) model MD812. Moisture was measured immediately prior
to the gasification experiment to avoid the introduction of any bias from subsequent atmospheric
moisture losses (or gain). Using passive drying techniques on the second lot, two different
moisture levels were prepared: 7% and 17%. Both these moisture levels are achievable by passive
drying, relate directly to practical applications, and were within the suggested system tolerance
range of an Imbert-style downdraft gasifier [36,38]. Hereafter, these two experimental conditions
will be referred to as ‘FM7%’ and ‘FM17%’. Moisture datasets are provided in the electronic
supplementary material.
(a) Gasifier system
A 10 kW power pallet gasifier from GEK All Power Labs (USA) was used for experimentation
(figures 1 and 2). This comprised a conventional Imbert-style downdraft reactor combined with
proprietary controls. The system was designed for small-scale off-grid electricity production from
wood chips within the 1.3 ≤ cm ≤ 3.8 range and with less than 10% fines (small pieces and dust)
reported to be tolerable. The feedstock, once loaded into the hopper, was fed to the reactor by
an automated 7 cm diameter smart auger, activated using an internal fuel-level paddle switch
sensor. All gasifiers of this classic design operate under slight negative pressure created during
steady-state operation. In this case, the suction was provided by a three-cylinder Kubota gas spark
ignition engine (although at start-up and shutdown, electric fan blowers were used to divert dirty
gases from the engine to a flare stack via a manually operated valve). The producer gas was
cleaned and passively cooled prior to the engine by passing through a cyclone and then a dry
filter system comprising feedstock quality wood chips, wood chip screenings (fines) and two
oiled foam filters of 5 cm thickness. A bespoke distribution box was built (Distribution Zone,
UK) and through this the electrical load from the gasifier generator was dumped into resisters
of 4 kWe combined rated capacity (Cressall, UK). Duration of each gasification experiment was
6 h. Temperature and pressure were measured by two K-type thermocouples positioned inside
the gasifier reactor, vertically 15 cm apart, in contact with the charred feedstock at either end of
the reduction zone (figure 1). Real-time readouts of temperature from both measurement points,
along with pressure, were provided by the system. Further details on the system configuration
can be found at [42].
Preparatory to the gasification experiments, the reactor had been emptied and then filled with
lumpwood charcoal in the size range of 1.5 ≤ cm ≤ 5 (from Big Green Egg, UK) up to 10 cm above
the throat (figures 1 and 2). It was then loaded with the virgin woodchip (as §2) and run for
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air line producer gas line
endothermic
endothermic
endothermic
exothermic
heat flow
gravity feed of
biomass
multiple annular
air nozzles
throat
T/C
T/C
ash grate producer gas out
f = 37 cm
56
 cm
drying zone
0–250°C
pyrolysis zone
250–500°C
combustion
zone
800–1000°C
reduction zone
800–600°C
Figure 1. Schematic of downdraft gasifier reactor used for char production showing energy transfer mechanisms and thermal
stratification. Distance between thermocouples is 15 cm. (Online version in colour.)
approximately 6 h. During operation, residual char diminished in size and collected below the
reactor’s supporting grate (shown in figure 1). All future char was then assumed to originate
from the feedstock.
After the filter system and prior to the engine, the producer gas was sampled exactly one
and a half hours into the 6 h run. Samples were taken every 5 s, using an online Gasboard
3100P analyser by Wohun Cubic with inbuilt pump and adjustable flow meter set at 1 l min−1.
Non-destructive analytical cells determined CO, CO2, CH4 and CnHm by dual beam NDIR, H2
by thermal conductivity and O2 by proprietary electrochemistry. The analyser was equipped with
a preliminary gas cleaning kit comprising a water trap (filled with 350 ml of room temperature tap
water), carbon filter and finally a 0.3 µm polypropylene fibre filter (F3000 by CDK). The analyser
was calibrated using high purity bottled gases by STG, UK.
After shutdown of the gasifier, the reactor was left to cool for 15 h before the char was removed
from the ash grate receptacle. It had therefore been allowed to cool passively without exposure to
ambient air or quenching. Once removed, the char was stored in brown glass screw-topped jars,
in dark cool conditions.
(b) Characterization
In compliance with the European Biochar Certificate [43], random 30 ml aliquots were arbitrarily
gathered from each batch of gasifier char. The char was already in the form of small fragments
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1
2
3
6
4
5
7
reactor at rear
2.2 m
1.2 m2
Figure 2. The power pallet, Mk 4. 1, feedstock hopper. 2, auger channel heat exchanger. 3, auger feeder. 4, electronic control
system. 5, gas filter. 6, engine. 7, generator. (Online version in colour.)
(size range of fine dust to less than or equal to 7 mm); therefore, no further size diminution was
undertaken in accordance with the recommendations of Hilber et al. [44].
The gasifier feedstock (virgin wood chip) samples were also characterized, and for this, size
reduction was necessary. A Retch ZM200 centrifugal rotor mill with a 0.50 mm cut stainless steel
ring sieve was used to produce a particle size of 80% less than 0.25 mm.
(i) Proximate and ultimate analysis
A TA instruments Q600 thermogravimetric analyser was used to ascertain proximate values.
Experimentation was in triplicate, at constant 1 bar pressure using high purity (99.98%) N2 and
air, both from Air Products UK. Data were logged every 0.8 s and saved on a personal computer.
From room temperature, the samples (5 ≤ mg ≤ 10) were placed in a ceramic pan and heated to
110°C under N2 flow (of 40 ml min−1) for 2 min, followed by a hold time of 10 min. Temperature
was increased to 900°C at a rate of 50°C min−1, and then held for 20 min. The carrier gas was
ultimately switched to air and held for 20 min.
For ultimate analysis, samples and standards were weighed (70.1 ≤ mg ≤ 73.8), placed into tin
capsules then inserted into a LECO CHN628. Experimentation was also in triplicate. Separate
non-dispersive infrared (NDIR) cells detected H2O and CO2, with NOx passed through a tube
filled with copper to reduce the gases to N2 and remove any excess oxygen present from the
combustion process. All gases passed through LECOSORB and Anhydrone to remove CO2 and
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water before entering a thermal conductivity cell to detect N2. The standard used was 2,5-bis,5-
(tet-butyl-2-benzo-oxazol-2-yl)thiophene.
(ii) Surface area, pore size and volume
Char samples (0.23 ≤ g ≤ 0.29) were analysed (in triplicate) for surface area, and pore structure by
the nitrogen absorption technique with a Micromeritics ASAP 2420. High purity helium was used
as carrier gas and nitrogen as adsorbate for a range of N2 partial pressures from 0.00 to 1.00. The
Brunauer–Emmett–Teller method was used to determine the char sample surface area, and the
Harkins–Jura t-plot method was used to estimate micropore area and volume [45,46].
(iii) Soxhlet extraction of polyaromatic hydrocarbons from char
Char samples (2.0 ≤ g ≤ 2.1) were inserted into 22Ø × 80 mm ceramic thimbles (Fisherbrand),
lightly covered with cotton wool, and then subjected to soxhlet extraction for 36 h using 150 ml
of 100% toluene [43,44,47]. After completion, the sample volume was reduced by gentle rotary
evaporation using a Buchi R-240 set at 77°C and 0.5 r.p.m., followed, where necessary, by low
velocity nitrogen blowdown. No additional clean-up procedures were employed, as per the
recommendations of Hilber et al. [44].
(iv) GC–MS
An Agilent 7890B gas chromatograph, interfaced to an Agilent 5977 mass spectrometer was
operated at full scan mode (m/z 50–450). Separation was achieved on a HP-5MS 5% phenyl–
methyl silox capillary column (30 m × 0.25 mm i.d. × 0.25 µm), with helium as the carrier gas,
and an oven programme of 50°C (hold for 2 min) to 300°C (hold for 33 min) at 4°C min−1.
Spectral peaks were identified, using the NIST library [48]. The abundance of each individual
PAH molecule was quantified by comparison of its peak area to that of an internal standard: 1–1
binapthyl (Acros Organics), assuming a response factor for each compound of 1 : 1. A preliminary
run was completed to set the standard concentration in a comparable range to that of quantities
of PAH in the sample. As a wide range of concentrations were detected, for increased accuracy,
experiments were repeated using an additional one-twentieth sample dilution.
3. Results
(a) Biochar production conditions
Figure 3 illustrates the gasification output during char production experiments with FM17% and
FM7%. These are representative outputs, as duration of product gas data-logging was limited by
the memory size of the gas analyser. Not shown are the CnHm concentrations that were measured
at less than or equal to 8 ppm throughout and so considered negligible. Temperature and pressure
were logged every 5 min for the full 6 h of gasification.
As can be seen from figure 3, the higher moisture feedstock (FM17%) created a lower reduction
zone temperature in comparison with the drier feedstock (FM7%). Table 2 shows the thermal
stability of the reactor over the full duration of each 6 h run, with average values differing by 65°C
at the top of the reduction zone and 49°C at the bottom of the reduction zone over the 6 h run. Full
data on these extended temperature and pressure measurements are provided as the electronic
supplementary material. Significant differences in gas composition and calorific value occurred
as a consequence. During the gas sampling period, 21% less CO and 84% more CO2 concentration
was detected at steady state when the system was run with FM17% compared with when FM7%
was used. This subsequently decreased the producer gas gross calorific value (calculated from the
sum of gaseous components) from 5.89 ± 0.1 with FM7%, to 5.47 ± 0.2 MJ m3 with FM17%.
There was a slightly higher pressure drop across the reactor when operating with FM7%,
evidenced by the lower value of Pratio, although standard deviation was identical. These pressure
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Figure 3. Gas composition and reduction zone temperature during steady-state operation with feedstock of (a) 17%moisture,
and (b) 7%moisture. Ttred, top of reduction zone; Tbred, bottom of reduction zone. (Online version in colour.)
Table 2. Mean average gasifier operating conditions throughout 6 h of operation (samples recorded every 5 min). Values in the
parentheses indicate standard deviation about the mean.
FM7% FM17%
gasifier operation conditions
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
top of reduction zone temp. (°C) 916 (23) 862 (21)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
bottom of reduction zone temp. (°C) 770 (28) 731 (9)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
Pratio 33 (4) 37 (4)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
differential values are based on manometer water column readings across the reactor so are
system-specific and have no SI units. Both were in the normal operating range of the gasifier.
As a guideline value, a clean out is usually required when Pratio is constantly below ca 26.
(b) Char characterization
The char removed from the base of the reactor had fine particulates that readily became airborne
from the batch, forming a fine mist under laboratory handling. Respiratory protection measures
were therefore necessary for operator safety [49]. The bulk density of the char was 0.17 g cm−3,
and ca 1.5 l were created per each 6 h run.
Table 3 illustrates the elemental and proximate compositions of each char sample in
comparison with the gasifier feedstock. As expected, FC predominated in both chars, but there
were significant differences in relative quantities with 26% more FC in the FM7% char. There were
no significant differences in elemental hydrogen and nitrogen. Ash content was relatively higher
in the FM17% sample, likely evidencing sample heterogeneity.
Although the elemental ratio values for gasifier feedstock plot within the range recorded from
other studies, the char H : C and O : C ratios do not (figure 4). It must be noted however that the
range of literature values for wood char is very diverse, reflecting the weak standardization in
this field. Both FM17% and FM7% chars had comparable H : C ratios. But, although the ratio O : C
for FM7% char was tightly constrained, the same parameter for FM17% char was detected over a
much wider spread. When comparing these results with the proximate analyses (table 3), it can
be seen that the wider range of elemental values in the FM17% char underlie this phenomenon.
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Figure 4. van Krevelen diagram [50] showsmolar ratios of oxygen and hydrogen relative to carbon in the char. Region assigned
to biomass from [1,6,14,30,33,34,51]. Note that for the gasifier chars in [1] there were also three excluded outliers (out of a total
of eight samples) with O : C> 0.8, and varying H : C up to 1.3.
Table 3. Elemental values are on a dry ash free basis. Proximate values are on a dry basis. All values arewt%. Standard deviation
values in parentheses.
FM7% FM17% feedstock
N 0.71 (0.02) 0.64 (0.09) 0.29 (0.02)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
C 81.68 (0.96) 71.37 (7.21) 50.68 (0.05)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
H 0.28 (0.15) 0.56 (0.12) 6.11 (0.03)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
O 17.33 (1.09) 29.77 (7.47) 42.92 (0.07)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
volatile carbon 9.63 (1.41) 15.34 (0.87) 81.73 (0.75)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
fixed carbon 77.01 (3.75) 60.95 (4.54) 16.47 (0.37)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
ash 13.29 (2.34) 23.68 (4.34) 1.80 (0.38)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
Table 4. Results of char surface area characterization. Standard deviation values in parentheses.
post-gasification char FM7% FM17%
bet surface area (m2 g−1) 748.5 (7.7) 467.1 (50.3)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
t-plot micropore area (m2 g−1) 584.0 (2.8) 359.8 (13.3)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
t-plot micropore volume (cm3 g−1) 0.287 (0.001) 0.172 (0.015)
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .
Large differences were detected in surface morphology between FM17% and FM7% char
samples. Table 4 shows how the surface area of the char exhibited a 60% increase when produced
from the FM7% sample. There were also equally significant increases in micropore area (by 62%),
and micropore volume (by 67%) when the drier feedstock was gasified. Of note again are the
higher standard deviation in results from the FM17% char samples.
(c) GC–MS
There was 94% and 86% qualitative repeatability in the GC–MS results for extractable
hydrocarbons from FM17% and FM7% chars, respectively. There was 100% repeatability across all
char samples for the Σ16EPA PAHs, although only those up to benzo[a]anthracene were detected
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(table 5). The largest concentration of extractable molecules were relatively low molecular weight
benzaldehyde, benzylalcohol (although both absent in one FM7% replicate) and bibenzyl. No
PAH molecule with more than four rings was detected in any sample.
A clear dependence on feedstock moisture content and char extractable PAH was observed,
with a higher concentration of PAHs in the FM7% char. Total concentration of Σ16EPA PAHs
was 89 ± 19 for FM17% and 187 µg g−1 ± 18 for FM7%. Average ratios between the two different
operating conditions (FM7% : FM17%) were calculated where a species appeared in all four
samples, as shown in table 5. Of particular note were the differences in acenaphthene and
anthracene between the two different chars, with concentration ratios of 22 : 1 and 130 : 1
(FM7% : FM17%).
Some trends in the degree of polymerization were also evident in the extractable PAHs.
Two aliphatic molecules were only present in extract from the FM17% char. Additionally, 1-
(benzyloxy)urea and two other lighter PAHs (benzylalcohol and benaldehyde) were detected
in greater quantity in the FM17% char. The second replicate of the FM17% char sample
exhibited a less diverse range of molecules, in particular by the absence of 1-(benzyloxy)urea
and benzene (2,2-dichloroethyl). These molecules were present in the other three replicates.
Only one chloroorganic molecule was detected—benzene (2,2-dichloroethyl)—discernible in
three of the four samples and in very low quantities. Only one sulfur-substituted heterocyclic
was detected—disulfide, bis(phenylmethyl)—present only in the FM7% char. The common
fragment ion tropylium (m/z= 91) was present throughout and in all replicates at slightly above
baseline levels.
4. Discussion
Many authors define highest treatment temperature (HTT) during pyrolysis as an important
parameter for char characterization. This parameter does explain the higher volatile : FC ratio in
the FM7% char caused by higher temperature exposure inside this zone of the gasifier. However,
in some practical situations, as here with fixed-bed gasification char, the HTT concept has only
limited relevance owing to the longer residence times and more varied reactor conditions after
the pyrolysis zone. For example, in a downdraft gasifier, the post-pyrolysis char (on its gradual
descent through the reactor) is further exposed to higher temperatures in the combustion zone
where some char burns in the oxygenated environment. Following this HTT, the char is subjected
to extended chemical and thermal treatment in the reduction zone. This invariably affects both its
surface morphology (decarbonization and dehydrogenation through R1 and R2), likely extended
FC aromatization, and continuous exposure to a throughput of gas-phase aromatics and aliphatic
hydrocarbons from the upstream pyrolysis zone. A good way to highlight these secondary reactor
effects on char is to compare these FM17% and FM7% char results with those from the updraft
gasifier studied by San Miguel et al. [30]. Although the feedstock was identical and char elemental
composition was similar, the FC : ash ratios were not, being two to four times greater in San
Miguel’s study. This difference is purely owing to the relative position of the reduction zone in the
two gasifier designs. More specifically, it is the reduction zone’s greater efficiency for consuming
carbon via R1 and R2 in the downdraft gasifier in comparison to the updraft system as used in
San Miguel’s study. Hence, relatively lower ratios of FC : ash result from a downdraft gasifier
as more carbon has been consumed internally. It is reasonable to speculate that such variable
and non-trivial conditions would also occur in natural fires, particularly with increasing depth of
combustible material and also where ventilation/air circulation is restricted. This illustrates why
detailed descriptions and continuous monitoring of char production methods should be used as
standard for future works that attempt to elucidate biochar properties. Further support for this
comes from results of GC–MS and surface morphology experiments.
The differences in temperature observed in the gasifier reduction zone between FM7% and
FM17% experiments were due to the parasitic energy demands of raising the temperature of
H2O through its high values of latent (in the drying zone) and sensible enthalpy throughout.
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Internal moisture created lower temperatures and had the effect of suppressing the endothermic-
reducing reactions (R1 and R2), resulting in lower CO at lower temperature operation. This also
partly explains the higher CO2 concentrations in producer gas from the FM17% run (figure 3).
The higher H2 concentration produced from gasification of FM17% cannot however be explained
in this way, but it can be adequately described as being a function of the mildly exothermic water
gas shift reaction (R3). By Le Chatelier’s principle, R3 begins to favour its reverse direction as
temperature increases. This led to higher H2 along with the lower concentration of CO and higher
concentrations of CO2 with FM17% gasification. Of note is that some other (industrial) types
of gasifier, such as fluidized bed and entrained flow, have quite different configurations which
permit the control of air and steam-to-biomass ratio. In fixed-bed gasifiers, of the type used in
this study, these variables cannot be adjusted.
The slightly higher pressure drop across the reactor observed with FM7% would have tended
to inhibit gas transfer flow. This would consequently decrease access to char surface sites, and
impair heat transfer therefore reducing chemical reaction rates. That no such adverse effect was
observed evidences that the small differences in reactor pressure were insignificant in this regard.
Both char samples came within the biochar standard recommendations for elemental
composition of H : C < 0.7 [43,47]. Such low H : C ratios have previously been shown to evidence
char FC aromaticity [14], hence creating beneficial soil longevity and nutrient retention. Although
the elemental analyses showed a H : C ratio at the lowest end of the biochar range (figure 4), with
reference to other studies, the O : C ratio would be expected to be lower than actually observed.
It can be seen with the GC–MS results (table 5) that the extractable hydrocarbons still contained
many oxygenated functional groups, which may also be related to the high values of elemental
O : C. The partial oxidation nature of gasification may account for this, such that less internal
feedstock/char oxygen was consumed. It is worth noting however that the FM7% chars plot very
close to the expected range, and that there was a much greater variation in both C and O elemental
composition with the FM17% char. This suggests that the relatively high O : C values found in the
FM17% char may be due in part to random error. Standard deviation values were much higher in
elemental analyses of the FM17% char (table 3). These errors do not however correlate with any
increased reactor instability (table 2).
The European Biochar Certificate suggests that there should be no more than 20% fluctuation
in reactor temperature during char production, with the recommendation waived for small
systems producing 20 tonnes p.a. [43]. This criterion was met, as the oscillations here were only
3% from the mean. As the variations in surface morphology and PAH content between the two
samples was a significant finding of this study, a revision of the guidance notes, particularly
with gasifier-derived biochar, seems appropriate. Although surface morphology does not form
part of the EBC guideline, its potential influence on biochar efficacy is widely recognized
[1,11,14]. Some previous studies have suggested that char surface area increases to a maximum
at ca 600 ≤ °C ≤ 750, then declines significantly with increasing temperature [1,14,52]. Such a
phenomenon was not observed here, and it is possible that these maxima may be attributable
to unreported variations in previous char production methods.
The high surface area of both char samples and its inverse relation to increased feedstock
moisture can again be explained by the reduction zone where char surface reactions remove
carbon via endothermic R1 and R2. The downdraft gasifier chars from this study had 1 × 103
times higher micropore volume and micropore area than the pine woodchip char produced in the
updraft gasifier by San Miguel et al. [30]. Indeed, the values for micropore volume (correlated
with BET surface area) were in the range of activated carbons produced, using a variety of
methods [14]. This is not surprising considering that the reduction zone conditions in a downdraft
gasifier—long residence time and exposure to a CO2 rich gas—are analogous to ‘activation’
processes used to increase the porosity and surface area of carbon [46]. The higher surface area
and greater micropore volume in the FM7% biochar may account for the higher total PAHs
detected in this sample owing to the increased capacity for PAH adsorption.
That no extractable PAHs with greater than four rings were detected in this study supports
the gasifier engineering model of tar formation which predicts that evenly distributed and
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moderately high temperature inside the reactor would form tertiary tars but not to the extent
where the heaviest GC-detectable PAH molecules were synthesized [16,20]. This hypothesis
would then also predict that a greater quantity of low molecular weight PAHs and aliphatic
hydrocarbons be detected in the FM17% char (owing to the lower temperatures), and that
these molecules would be in lower concentration in the FM7% char extractate (owing to higher
temperatures). This was observed. For hydrocarbons of molecular weight from naphthalene and
above, all but two of the ubiquitous compounds were detected in greater concentration with
the FM7% feedstock. Furthermore, the three molecules lighter than naphthalene: benzaldehyde,
benzylalcohol and 1-(benzyloxy)urea were found in greater concentration in the FM17% sample
(excepting that each of these molecules is absent in one of the three replicates).
Naphthalene is frequently reported as the commonest biochar PAH molecule detected by GC–
MS, comprising up to 95%, and on average 40%, of the total Σ16EPA PAHs [18]. This study
corroborates these findings as the naphthalene fraction was also between 40% and 60% of Σ16EPA
PAH. It is interesting to note that two of the previous gasification biochar PAH studies identified
naphthalene fractions at 7% [6] and 6% [30]. Both these studies also reported much higher
concentrations of heavier tertiary tar molecules inferring, as described above, that these had
been produced in a reactor operating at higher temperature and perhaps also relatively longer
residence time.
Nitrogen enrichment from combustion has previously been reported [53,54], and this may
explain the occurrence of 9H-carbazole, 9-ethyl; benzenemethanamine, N-(phenylmethylene);
and 1-(benzyloxy)urea. However, it is also possible that some or all of these may be remnants
of original plant functionality. This latter conjecture appears most relevant for 1-(benzyloxy)urea,
which was detected in much higher quantity in the FM17% char (albeit in only one replicate).
It had been exposed to less intense heat during gasification, so had been less subject to possible
thermal decomposition. Urea is found in plants, where it is believed to be used as a nitrogen
store, although the mechanisms of its accumulation and transport are not fully understood
[55]. With regard to chlorinated hydrocarbons, previous literature to explore their presence
in gasification and pyrolysis char is very scarce, with only one study acknowledged in the
review by Buscheli et al. [18]. The absence of benzene (2,2-dichloroethyl) in one of the char
extractate replicates and the closeness of their concentration values in the other three limits any
further discussion.
To assess whether the PAHs in biochar could pose a danger to health and the environment,
limit values have recently been proposed [43,47]. One suggests a range of maximum threshold
values from 3 ≤ µg g−1 ≤ 300 Σ16EPA PAHs, derived from a selection of different jurisdictions
(Europe and Australia) [47]. It was recommended to the author that although the full range
represents a guide, concentrations within the higher limit value would be deemed sufficient
(S Scotti 2015 Personal communication via e-mail, 24 November 2015). Both chars from this
study would therefore be within this safe threshold. The second guideline defines two grades
of biochar and the samples from this study would fall well outside the advised range of
12 (basic grade) and 4 µg g−1 (premium grade) [43]. This second guideline admits that the
risk of PAH contamination is ‘ . . . considered to be low, even if higher thresholds would be
taken into account’. The reason for this uncertainty concerns a lack of definite proof about the
extent of PAH bioavailability and whether any subsequent adverse effects may ensue. Soil-
based tests have previously shown an equal number of positive to negative results [4–6]. The
terra preta do indio, for example, has been dated at up to 7000 years old, and PAHs in char
have been found to remain over geological time periods: charcoal from forest fire deposits in
Triassic and Permo-Triassic boundary layers have PAH contents in the same range as those
from recently produced pyrolysis [18]. To put this in greater context, urban and rural soils in
the UK have concentrations of Σ22PAHs in the range of 0.04 ≤ µg g−1 ≤ 167, with the average
being 2.2 µg g−1 [56]. Comparable values for this same set of hydrocarbons (many of which
are on the Σ16EPA PAH list, although naphthalene is excluded) from these experiments are
27 ≤ µg g−1 ≤ 123, so again within the range, although above average. The 1.5 l volumes created
per daily operation of this gasifier, assuming 300 days operation per year gives an annual output
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of char of 0.45 m3. If this is applied to a hectare at a recognized depth of 30 cm [29], it would
constitute just 0.15% of the soil volume, or 0.002% on a mass basis (assuming a soil density
of 1.4 g cm−3).
5. Conclusion
To better understand the relationship between production conditions and key biochar properties,
a study was undertaken using a modern small-scale downdraft gasifier. Char was produced,
while reactor conditions of temperature (either side of the char bed reduction zone), pressure
and product gas output were closely monitored. Such gasifiers have a growing niche market
for the provision of off-grid sustainable energy, producing useful amounts of wood char as a
by-product. No previous assessments on how suitable this by-product is as biochar have been
found.
Pine wood chip was used as gasifier feedstock and therefore biochar progenitor material.
By setting its moisture content at two values: 17% (FM17%) and 7% (FM7%), this was the
experimental variable. Such values of feedstock moisture are achievable by passive drying and
relate directly to practical applications. Using FM17%, a lower reduction zone temperature was
maintained in comparison with the drier feedstock (FM7%), with average values differing by
65°C at the top of the reduction zone and 49°C at the bottom of the reduction zone over a 6 h run.
Significant differences in gas composition and calorific value occurred as a consequence. This had
a significant effect on the biochar also, with a 62% difference in surface area: 749 (FM7%) and
467 m2 g−1 (FM17%). Micropore volume and area showed equally significant differences, being
67% and 62% smaller in the FM17% char. These surface properties are similar to those of activated
carbon and believed to be important for biochar functionality.
A clear dependence was also observed between feedstock moisture (hence operational
temperature) and extractable PAHs. A greater total concentration of PAHs was detected with
the FM7% biochar (187 µg g−1 ± 18 Σ16EPA PAH) than for the FM17% biochar (89 ± 19 µg g−1
Σ16EPA PAH). Many of the heavier PAHs identified as priority pollutants were not detected,
evidencing a stable and moderately high gasification temperature during char production. Of
particular note were the differences in acenaphthene and anthracene, with concentration ratios
of 22 : 1 and 130 : 1 (FM7% : FM17%). Causes for these differences are explained by gasification
thermochemical theory. Many nitrogen- and oxygen-substituted PAHs were observed in both
biochar samples, and evidence of a trend appeared with lighter PAHs and two aliphatic
compounds being either decreased in concentration or totally absent in the FM17% char. This
is explained by tertiary PAH molecules being synthesized from primary and secondary biomass
tars as a function of temperature and contact time.
This research has highlighted the importance of detailed monitoring and reporting of
reactor conditions for future biochar studies. Data on feedstock moisture content or monitored
operational parameters have hitherto been overlooked. The marked differences in biochar
properties observed as a function of very small (49 ≤ °C ≤ 65) variations in production
temperature indicate that any future study on biochar production methods should include as
standard a more comprehensive scrutiny of production methods.
Ethics. Human and animal research did not form any part of this work.
Data accessibility. The datasets supporting this article have been uploaded as supplementary material: Gasifier
Data.xls; Ultimate, Proximate and Feedstock Moisture Data.xls; Biochar Volume Produced.xls; Combined BET
Data.xls; Toluene Extracted GCMS.xls.
Competing interests. The gasifier and analytical instrumentation used in these experiments were purchased from
commercial companies as stated in the main text.
Funding. This work was financed by EPSRC grant no. EP/J000361/1: Rural Hybrid Energy Enterprise Systems.
Acknowledgements. Thank you to Professor Michèle Clarke and Professor Colin Snape’s research groups at
University of Nottingham. Specific thanks to Dr Clement Uguna for the loan of soxhlet apparatus, Dr Will
Meredith for operating the GC–MS and Mr Adrian Quinn for operating the adsorption analyser.
 on August 23, 2016http://rspa.royalsocietypublishing.org/Downloaded from 
17
rspa.royalsocietypublishing.org
Proc.R.Soc.A472:20150841
...................................................
References
1. Schimmelpfennig S, Glaser B. 2012 One step forward toward characterization: some
important material properties to distinguish biochars. J. Environ. Qual. 41, 1001–1013.
(doi:10.2134/jeq2011.0146)
2. Glaser B. 2007 Prehistorically modified soils of central Amazonia: a model for sustainable
agriculture in the twenty-first century. Phil. Trans. R. Soc. B 362, 187–196. (doi:10.1098/
rstb.2006.1978)
3. Barrow CJ. 2012 Biochar: potential for countering land degradation and for improving
agriculture. Appl. Geogr. 34, 21–28. (doi:10.1016/j.apgeog.2011.09.008)
4. Koltowski M, Oleszczuk P. 2015 Toxicity of biochars after polycyclic aromatic hydrocarbons
removal by thermal treatment. Ecol. Eng. 75, 79–85. (doi:10.1016/j.ecoleng.2014.11.004)
5. Rogovska N, Laird D, Cruse RM, Trabue S, Heaton E. 2012 Germination tests for assessing
biochar quality. J. Environ. Qual., 41, 1014–1022. (doi:10.2134/jeq2011.0103)
6. Marks EAN, Mattana S, Alcañiz JM, Pérez-Herrero E, Domene X. 2016 Gasifier biochar effects
on nutrient availability, organic matter mineralization, and soil fauna activity in a multi-year
Mediterranean trial. Agric. Ecosyst. Environ. 215, 30–39. (doi:10.1016/j.agee.2015.09.004)
7. Antal Jr MJ, Grønli M. 2003 The art, science, and technology of charcoal production. Ind. Eng.
Chem. Res. 42, 1619–1640. (doi:10.1021/ie0207919)
8. Bridgewater AV. 2003 Renewable fuels and chemicals by thermal processing of biomass.
Chem. Eng. J. 91, 87–102. (doi:10.1016/S1385-8947(02)00142-0)
9. Rollinson AN, Karmakar MK. 2015 On the reactivity of various biomass species with CO2
using a standardised methodology for fixed-bed gasification. Chem. Eng. Sci. 128, 82–91.
(doi:10.1016/j.ces.2015.02.007)
10. Jeong CY, Dodla SK, Wang JJ. 2016 Fundamental and molecular composition characteristics of
biochars produced from sugarcane and rice crop residues and by-products. Chemosphere 142,
4–13. (doi:10.1016/j.chemosphere.2015.05.084)
11. Thies JE, Rillig MC, Graber ER. 2015 Biochar effects on the abundance, activity and diversity
of the soil biota. In Biochar for environmental management, science, technology and implementation
(eds J Lehman, S Joseph), pp. 327–390, 2nd edn, London, UK: Earthscan.
12. Glaser B, Haumaier L, Guggenberger G, Zech W. 2001 The ‘Terra Preta’ phenomenon:
a model for sustainable agriculture in the humid tropics. Naturwissenschaften 88, 37–41.
(doi:10.1007/s001140000193)
13. Kloss S, Zehetner F, Dellantonio A, Hamid R, Ottner F, Liedtke V, Schwanninger
M, Gerabek MH, Soja G. 2012 Characterization of slow pyrolysis biochars: effects of
feedstocks and pyrolysis temperature on biochar properties. J. Environ. Qual. 41, 990–1000.
(doi:10.2134/jeq2011.0070)
14. Chia CH, Downie A, Munroe P. 2015 Characteristics of biochar physical and structural
properties. In Biochar for environmental management, science, technology and implementation (eds
J Lehman, S Joseph), pp. 91–109, 2nd edn, London, UK: Earthscan.
15. Brewer CE, Schmidt-Rohr K, Satrio JA, Brown RC. 2009 Characterization of biochar
from fast pyrolysis and gasification systems. Environ. Prog. Sustain. Energy 28, 386–396.
(doi:10.1002/ep.10378)
16. Rabou LPLM, Zwart RWR, Vreugdenhil BJ, Bos L. 2009 Tar in biomass producer gas, The
Energy Research Centre of the Netherlands (ECN) experience: an enduring challenge. Energy
Fuel. 23, 6189–6198. (doi:10.1021/ef9007032)
17. Wang X, Sato T, Xing B. 2009 Competitive sorption of pyrene on wood chars. Environ. Sci.
Technol. 40, 3267–3272. (doi:10.1021/es0521977)
18. Bucheli TD, Hilber I, Schmidt H-P. 2015 Polycyclic aromatic hydrocarbons and
polychlorinated aromatic compounds in biochar. In Biochar for environmental management,
science, technology and implementation (eds J Lehman, S Joseph), pp. 595–624, 2nd edn, London,
UK: Earthscan.
19. Font Palma C. 2011 Modelling of tar formation and evolution for biomass gasification:
a review. Appl. Energy 111, 129–141. (doi:10.1016/j.apenergy.2013.04.082)
20. Milne TA, Evans RJ. 1998 Biomass gasifier ‘tars’: their nature, formation, and conversion –
NREL/TP-570-25357, National Renewable Energy Laboratory: Golden. pp. 1–204.
21. Zwart RWR, Van der Drift A, Bos A, Visser HJM, Cieplik MK, Könemann HWJ. 2009 Oil-
based gas washing – the flexible tar removal for high efficient production of clean heat and
 on August 23, 2016http://rspa.royalsocietypublishing.org/Downloaded from 
18
rspa.royalsocietypublishing.org
Proc.R.Soc.A472:20150841
...................................................
power as well as sustainable fuels and chemicals. Environ. Prog. Sustain. Energy 28, 324–334.
(doi:10.1002/ep.10383)
22. Di Blasi C. 2009 Combustion and gasification rates of lignocellulosic chars. Prog. Energy
Combust. 35, 121–140. (doi:10.1016/j.pecs.2008.08.001)
23. Vreugdenhil BJ, Zwart RWR. 2009 Tar formation in pyrolysis and gasification, ECN-E-08-087,
Energy Research Centre of the Netherlands. pp. 1–37.
24. Kiel JHA et al. 2004 Primary measures to reduce tar formation in fluidised-bed biomass
gasifiers. Final report SDE project P1999-012, ECN-C-04-014. Energy Research Centre of the
Netherlands. pp. 1–108.
25. Lehmann J, da Silva Jr JP, Steiner C, Nehls T, Zech W, Glaser B. 2003 Nutrient
availability and leaching in an archaeological Anthrosol and a Ferralsol of the Central
Amazonian basin: fertilizer, manure and charcoal amendments. Plant Soil 249, 343–357.
(doi:10.1023/A:1022833116184)
26. Wiedner K, Rumpel C, Steiner C, Pozzi A, Maas R, Glaser B. 2013 Chemical evaluation
of chars produced by thermochemical conversion (gasification, pyrolysis and hydrothermal
carbonization) of agro-industrial biomass on a commercial scale. Biomass Bioenerg. 59, 264–278.
(doi:10.1016/j.biombioe.2013.08.026)
27. Hale SE et al. 2012 Quantifying the total and bioavailable polycyclic aromatic hydrocarbons
and dioxins in biochars. Environ. Sci. Technol. 46, 2830–2838. (doi:10.1021/es203984k)
28. Freddo A, Cai C, Reid BJ. 2012 Environmental contextualisation of potential toxic
elements and polycyclic aromatic hydrocarbons in biochar. Environ. Pollut. 171, 18–24.
(doi:10.1016/j.envpol.2012.07.009)
29. Shackley S, Carter S, Knowles T, Middelink E, Haefele S, Sohi S, Cross A, Haszeldine S. 2012
Sustainable gasification-biochar systems? A case study of rice-husk gasification in Cambodia,
part 1: context, chemical properties, environmental and health and safety issues. Energy Policy
42, 49–58. (doi:10.1016/j.enpol.2011.11.026)
30. San Miguel G, Dominguez MP, Hernández M, Sanz-Peréz F. 2012 Characterisation and
potential applications of solid particles produced at a biomass gasification plant. Biomass
Bioenerg. 47, 134–144. (doi:10.1016/j.biombioe.2012.09.049)
31. Yargicoglu EN, Sadasivam BY, Reddy KR, Spokas K. 2015 Physical and chemical
characterization of waste wood derived biochars. Waste Manage. 36, 256–268. (doi:10.1016/j.
wasman.2014.10.029)
32. Khalid FNM, Klarup D. 2015 The influence of sunlight and oxidative treatment on
measured PAH concentrations in biochar. Environ. Sci. Pollut. Res. Int. 22, 12 975–12 981.
(doi:10.1007/s11356-015-4469-8)
33. Hansen V, Müller-Stöver D, Ahrenfeldt J, Holm JK, Henriksen UB, Hauggaard-Nielsen
H. 2015 Gasification biochar as a valuable by-product for carbon sequestration and soil
amendment. Biomass Bioenerg. 72, 300–308. (doi:10.1016/j.biombioe.2014.10.013)
34. Keiluweit M, Kleber M, Sparrow MA, Simoneit BRT, Prahl FG. 2012 Solvent-extractable
polycyclic aromatic hydrocarbons in biochar: influence of pyrolysis temperature and
feedstock. Environ. Sci. Technol. 46, 9333–9341. (doi:10.1021/es302125k)
35. Kaupp A. 1984 Gasification of Rice Hulls theory and praxis. 1984 Deutsche Gesellschaft fur
Technische Zusammenarbeit (GTZ) GmbH: Eschborn. pp. 1–303.
36. Reed T, Das A. 1988 Handbook of biomass downdraft gasifier engine systems, pp. 1–148. Golden,
CO: Solar Energy Research Institute.
37. Stassen HE. 1995 Small-scale biomass gasifiers for heat and power: a global review. World
bank technical paper no. 296, pp. 1–88. The World Bank: Washington.
38. Kaupp A. 1981 State of the art for small-scale gas producer-engine systems, pp. 1–282.
First published by the German Appropriate Technology Exchange (GATE), Reissued by the
Biomass Energy Foundation Press: Golden.
39. Smith NJH. 1980 Anthrosols and human carrying capacity in Amazonia. Ann. Assoc. Am.
Geogr. 70, 553–566. (doi:10.1111/j.1467-8306.1980.tb01332.x)
40. White JE, Catallo WJ, Legendre BL. 2011 Biomass pyrolysis kinetics: A comparative critical
review with relevant agricultural residue case studies. J. Anal. Appl. Pyrol. 91, 1–33.
(doi:10.1016/j.jaap.2011.01.004)
41. British Standards. 2010 BS EN14961:2010 solid biofuels – fuel specifications and classes. London,
UK: BSI.
42. All Power Labs. 2016 Carbon negative power and products. www.allpowerlabs.com/ (accessed
13 April 2016).
 on August 23, 2016http://rspa.royalsocietypublishing.org/Downloaded from 
19
rspa.royalsocietypublishing.org
Proc.R.Soc.A472:20150841
...................................................
43. European Biochar Foundation. 2015 European biochar certificate – guidelines for a sustainable
production of biochar, version 6.1 of 19 June 2015, pp. 1–22. Arbaz, Switzerland: European Biochar
Foundation (EBC). See http://www.european-biochar.org/en/download.
44. Hilber I, Blum F, Leifeld J, Schmidt H-P, Bucheli TD. 2012 Quantitative determination of PAHs
in biochar: a prerequisite to ensure its quality and safe application. J. Agric. Food Chem. 60,
3042–3050. (doi:10.1021/jf205278v)
45. Brunauer S, Emmett PH, Teller E. 1938 Adsorption of gases in multimolecular layers. J. Am.
Chem. Soc. 60, 309–319. (doi:10.1021/ja01269a023)
46. Sing KSW. 2014 Adsorption by active carbons. In Adsorption by powders and porous solids –
principles, methodology and appli.ations, 2nd edn (eds F Rouquerol, J Rouquerol, KWS Sing,
P Llewellyn, G Maurin), pp. 321–392, Amsterdam, The Netherlands: Elsevier.
47. International Biochar Initiative. 2014 Standardised product definition and product testing guidelines
for biochar that is used in soil. http://www.biochar-international.org/characterizationstandard
(accessed 3 August 2015).
48. NIST Chemistry WebBook. See http://webbook.nist.gov/chemistry/.
49. Harrison RM, Yin J. 2000 Particulate matter in the atmosphere: which particle properties
are important for its effects on health. Sci. Total Environ. 249, 85–101. (doi:10.1016/S0048-
9697(99)00513-6)
50. van Krevelen DW. 1950 Graphical-statistical method for the study of structure and reaction
processes of coal. Fuel 29, 269–284. (doi:10.1016/j.fuel.2014.02.031)
51. Prins MJ, Ptasinski KJ, Janssen FJJG. 2006 More efficient biomass gasification via torrefaction.
Energy 31, 3458–3470. (doi:10.1016/j.energy.2006.03.008)
52. Chun Y, Sheng G, Chiou CT, Xing B. 2004 Compositions and sorptive properties of crop
residue-derived chars. Environ. Sci. Technol. 38, 4649–4655. (doi:10.1021/es035034w)
53. Kaal J, Cortizas AM, Nierop KGJ. 2009 Characterisation of aged charcoal using a coil probe
pyrolysis-GC/MS method optimised for black carbon. J. Anal. Appl. Pyrol. 85, 408–416.
(doi:10.1016/j.jaap.2008.11.007)
54. González-Pérez JA, González-Vila FJ, Almendros G, Knicker H. 2004 The effect of fire on soil
organic matter – a review. Environ. Int. 30, 855–870. (doi:10.1016/j.envint.2004.02.003)
55. Kojima SD, Bohner A, Von Wirén N. 2006 Molecular mechanisms of urea transport in plants.
J. Membr. Biol. 212, 83–91. (doi:10.1007/s00232-006-0868-6)
56. Creaser CS, Wood MD, Alcock R, Copplestone D, Crook PJ, Barraclough D. 2007 UK soil and
herbage pollutant survey: environmental concentrations of polycyclic aromatic hydrocarbons in UK
soil and herbage, pp. 1–61. Bristol, UK: Environment Agency.
 on August 23, 2016http://rspa.royalsocietypublishing.org/Downloaded from 
